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1. Synthesis (general remarks)
General remarks on instrumentation and chemicals
All solvents were dried by distillation prior to use while commercial reactants (4, 9, 10) were utilized without any further purification. A Bruker Avance (400 MHz) spectrometer was employed to measure 1 H and 13 C NMR spectra using a deuterated solvent as the lock and residual protiated solvent as internal reference (CDCl3: δH 7.26 ppm, δC 77.0 ppm; CD2Cl2: δH 5.32 ppm, δC 53.8 ppm, THF-d8: δH 1.72 ppm, 3.58 ppm, δC 25.3 ppm, 67.2 ppm). The following abbreviations were used to define NMR peak patterns: s = singlet, d = doublet, t = triplet, br = broad, m = multiplet. The coupling constants are given in hertz (Hz) and, wherever possible, assignment of protons is made. 
General remarks on synthetic schemes
Chart S1: Ligands used in the present study.
Scheme S1. Synthetic scheme used in the preparation of ligands 1 and 2.
S4
Scheme S2. Synthetic scheme used in the preparation of porphyrin 3. 536, 576, 602, 622, 753, 815, 876, 903, 938, 992, 1119, 1191, 1255, 1285, 1347, 1390, 1436, 1473, 4H, β1-H) ppm. 13 C NMR (100 MHz, CD2Cl2):  = 18.7, 21.1, 21.5, 21.7, 55.8, 56.3, 87.8, 91.2, 95.7, 113.1, 119.6, 119.7, 120.1, 122.0, 126.0, 127.1, 127.4, 127.6, 127.9, 128.3, 129.3, 129.9, 131.1, 132.3, 133.9, 134.3, 134.9, 135.8, 137.9, 139.0, 139.4, 139.4, 139.9, 143.9, 145.4, 146.3, 150.01, 150.2, 156.1, 159.3, 162.0, 162.6, 162 
S5

Synthesis and characterization of ligands
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Synthesis of Ligand 2:
Porphyrin 14 2 (100 mg, 98.5 μmol) and 4-ethynyl-2,6-dimethylpyridine (15 3 , 32.3 mg, 246 μmol)
were loaded into sealed tube. After the addition of dry triethylamine (10 mL) and dry DMF (10 mL), the mixture was deaerated by bubbling nitrogen through it for 30 min. Then, solid Pd(PPh3)4 (12 mg, 9.85 μmol) was added under a steady flow of nitrogen and the mixture stirred at 75 °C for 24 h. After completion, the solvents were evaporated under reduced pressure. The residue was dissolved in DCM (50 mL) and washed with water (100 mL). After drying over Na2SO4, the solvent was removed and the crude product was purified by column chromatography (SiO2) using DCM as eluent to afford 52.0 mg (51.0 µmol, 52%) of the desired product 2 as a violet solid (silica gel, DCM, Rf = 0.5). Mp: 616, 748, 790, 863, 989, 1038, 1094, 1246, 1390, 1469, 1581, 2155, 2221, 2896, 2955, 3013, 3058 , cm 5, 21.7, 24.5, 88.4, 92.8, 119.7, 119.9, 121.9, 122.2, 127.9, 130.4, 131.2, 131.8, 132.4, 134.9, 138.0, 139.2, 139.4, 144.0, 150.1, 150.3, 158.4 to air, the reaction mixture was concentrated under vacuum (5 min, to remove residual acetic acid), a new portion of CH2Cl2 (10 mL) was added, and the procedure was repeated. The reaction mixture was dissolved in dry benzene (10 mL) and I2 (21.0 mg, 121 µmol) was added. The progress of oxidation was monitored by UV-vis analysis and TLC. As soon as the reaction was completed (45 min), the mixture was transferred to a silica column and the product was eluted with CH2Cl2.
After evaporation under vacuum 42.0 mg (50.4 µmol, 62%) of reddish product 3 (silica gel, DCM, 
Synthesis and characterization of model complexes
General procedure: All solid compounds were placed in an NMR tube and then dissolved in CD2Cl2.
Subsequently, the NMR spectra were recorded at 298 K. 
UV-vis data
Measurement of binding constants
The UV-vis titration technique was used to determine the binding constants of complexes. The full data of a selected wavelength region was analyzed using the SPECFIT/32 global analysis system (Spectrum Software Associates, Marlborough, MA). 
